This article was downloaded by:

On: 28 January 2011

Access details: Access Details: Free Access

Publisher Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

=
| 4
K

Phosphorus, Sulfur, and Silicon and the Related Elements

Publication details, including instructions for authors and subscription information:

Phosphorus,

i S-:!-‘!f“rs and http://www.informaworld.com/smpp/title~content=t713618290
¢ Silicon
i and the Related Elements
[ —— Regeneration of Carbonyl Compounds from Phenylhydrazones Under
i T Microwave Irradiation
' 1 Majid M. Heravi*; Mahmood Tajbakhsh®; Setareh Habibzadeh®; Mitra Ghassemzadeh*
@ Department of Chemistry, School of Sciences, Azzahra University, Tehran, Iran ® Department of
i Chemistry, University of Mazandaran, Babolsar, Iran © Chemistry and Chemical Engineering Research
§ Center of Iran, Tehran, Iran
|
Z Online publication date: 27 October 2010

To cite this Article Heravi, Majid M. , Tajbakhsh, Mahmood , Habibzadeh, Setareh and Ghassemzadeh, Mitra(2002)
"Regeneration of Carbonyl Compounds from Phenylhydrazones Under Microwave Irradiation’, Phosphorus, Sulfur, and
Silicon and the Related Elements, 177: 10, 2299 — 2302

To link to this Article: DOIL: 10.1080/10426500214118
URL: http://dx.doi.org/10.1080/10426500214118

PLEASE SCROLL DOWN FOR ARTICLE

Full terms and conditions of use: http://ww.informaworld. confterns-and-conditions-of-access. pdf

This article nay be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, loan or sub-licensing, systematic supply or
distribution in any formto anyone is expressly forbidden.

The publisher does not give any warranty express or inplied or make any representation that the contents
wi ||l be conplete or accurate or up to date. The accuracy of any instructions, fornulae and drug doses
shoul d be independently verified with prinmary sources. The publisher shall not be Iiable for any | oss,
actions, clainms, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this material.



http://www.informaworld.com/smpp/title~content=t713618290
http://dx.doi.org/10.1080/10426500214118
http://www.informaworld.com/terms-and-conditions-of-access.pdf

11:17 28 January 2011

Downl oaded At:

Phosphorus, Sulfur and Silicon, 2002, Vol. 177:2299-2302 & Fz?y

Copyright © 2002 Taylor & Francis 5 3
1042-6507/02 $12.00 + .00 e f:
DOI: 10.1080/10426500290106013 e 1

REGENERATION OF CARBONYL COMPOUNDS
FROM PHENYLHYDRAZONES UNDER
MICROWAVE IRRADIATION
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An environmentally benign, efficient, and mild methodology for
the cleavage of phenylhydrazones using potassium ferrate under
microwave irradiation in solvent-free conditions is described.

Keywords: Carbonyl compounds; microwave irradiation; phenylhydra-
zones; potassium ferrate; solventless system

Protection and subsequent deprotection of a functional group is almost
inevitable in multistage organic synthesis.! Phenylhydrazones serve as
important synthetic intermediates and they can be preferably used for
isolation, purification and characterization of aldehydes and ketones.?
Developing mild, efficient, ecofriendly and selective cleavage of phenyl-
hydrazones continues to be a significant aspect of organic chemical
transformation.

There has been considerable attention in the creation and develop-
ment of ever green and solventless methods® in organic methodology
dictated by stringent environment protection laws.* Organic solvents
are not only expensive but are often flammable, toxic and environmen-
tally hazardous. Microwave irradiation in organic synthesis is a useful
technique nowadays.’~7 Dry media using microwave thermolysis have
attracted much attention, because it omits the use of hazardous and
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relatively expensive organic solvents and the reaction can be conducted
in open vessels.?

Potassium ferrate (KoFeQOy) is a sixvalent iron compound which can
be easily and economically prepared by oxidizing ferric nitrate with
sodium hypochlorite and the subsequent treatment with potassium
hydroxide.? It has been recently used by P. Laszlo and his coworker
for oxidizing organic substrates in nonaqueous media.!”

Reagents adsorbed on mineral supports have gained popularity in
organic synthesis due to their selectivity, ease of manipulation'!:1? and
especially make them suitable and safe to be placed in a microwave
oven.!

Association of ferric salts with zeolite and clay'” and conduction
of their reactions under microwave irradiation in solvent free conditions
had been pioneered in our laboratory. Armed with these experiences in
this communication we wish to report that clay supported potassium
ferrate can efficiently and rapidly cleave phenylhydrazones under mi-
crowave irradiation in a solventless system.

As illustrated in Table I regeneration of carbonyl compounds
from their diphenyl-hydrazones was performed by mixing substrate
and supported reagent with the ratio 1:3 and irradiation under
microwave.

It is noteworthy to mention that in the absence of clay the reactions
remain incomplete even with higher ratio of reagent (1:5) and even
longer reaction time. Most seriously in the absence of clay the molten
ferric salt adhered to the walls of the vessel, making the work up cum-
bersome. However, the reactions proceed efficiently and rapidly when
potassium ferrate is mixed with equivalent weights of montmorillonite
K-10. The work up procedure involves addition of solvent, mere filtra-
tion and evaporation of the solvent to afford a pure product in high
yield.

In conclusion the use of nontoxic potassium ferrate permits the
regeneration of carbonyl compounds from their hydrazones. The
advantages of this method are mild, eco-friendly conditions, short
reaction time, easy work up and high yields. We believe this
procedure will find its place in organic methodology. The only
drawback of this method is that the yields of the reaction for
nonbenzylic derivatives are low. Potassium ferrate was prepared
according to a modified procedure and supported onto montmorillonite
K-10.1° All substrates were synthesized by a known literature proce-
dure. All products were known compounds and characterized by com-
parison of their physical and spectroscopic data with those of authentic
samples.
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TABLE I Oxidative Cleavage of Phenylhydrazones Using Potassium Ferrate
Under Microwave Irradiation in Solvent-Free Conditions

Reaction time  Yield®
Entry Substrate® Product® (min) (%)

2 Meo—@CH=N—NH@ MeO@CHO 6 9

O,N
7 MeO cHo 8 87
MeO—@—CH=N—NH NO,

@All substrates were synthesized according to reported procedures.
bAll products were known compounds.
“Yields refer to isolated products.

REGENERATION OF CARBONYL COMPOUNDS FROM
THEIR PHENYLHYDRAZONES

General Procedure

A mixture of an appropriate phenylhydrazone (1 mmol) and clay sup-
ported potassium ferrate were mixed intimately in a pyrex beaker. The
beaker was then placed in a household microwave oven and irradiated
at an output of 900W. The progress of the reaction was monitored by
TLC using pet ether-ethyl acetate 8:2 as eluent. After completion of the
reaction, CH,Cl, (5 mL) was added and the residue was filtered off. The
organic solvent was evaporated to dryness to afford the corresponding
carbonyl compound (Table I).
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Caution

Although the reactions were smooth and safe in our hands, precaution
for using a microwave oven is advised. It is recommended to use the
microwave oven in an efficient and standard hood.
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